mixture of branched-chaIn 6-bromo-6-deoxy-or 6-p-tolylsulfonYlhexopyranoside (1.27 mmol), sodIum IodIde (6.35 mmol) , tetrabutylammonlum IodIde (6.35 DIDIO1) , and molecular sIeves 4A in DMSQ (5 ml) was stirred at 80-120·C until the starting hexose disappeared on TLC. After DBU (6.35 mmol) was added, the mIxture was stIrred at the same temperature until the Intermediary 6-deoxy-6-Iodo derIvatIve dIsappeared. The reaction mIxture was dIrectly treated on silIca-gel column (KIeselgel 60. hexane-ethyl acetate, 2:1) to gIve expected 6-deoxyhex-5-enopyranoside. UsIng thIs procedure, methyl 6-bromo-6-deoxy-a -Dhexopyranosldes (1-4, 13, and 14) and 6-Q-p-tolylsulfonyl-a -D-hexopyranoslde 19 could be converted Into the corresponding 6-deoxyhex-5-enopyranosides (5) (6) (7) (8) IS, 16, and 20) pseudo-a -anomer (axially oriented hydroxyl group on C-5) and pseudo-f3 -anomer (equatorlally oriented one), respectively. As a whole this tendency was also observed in the cases of branched-chain 6-deoxyhex-5-enopyranosides. However, it is noteworthy that unexpected isomers were obtained in the cases of 7 and 15 and that deacetylation of tertiary acetoxy group occurred in the cases of 5 and 6. For the former, the reversed selectivity was observed between methyl and acetyl groups. Further investigation should be necessary for explanation of the stereoselectivity in Ferrier reaction.
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